NMR and IR Spectra of Alloxazine Precursors 5 and 6
Figure S1. 1 H-NMR of compound 5a. 2, 85, 150.60, 144.63, 144.22, 143.42, 140.43, 139.10, 134.73, 134.18, 130.89, 130.32, 129.54, 128.19, 121.84, 120.61, 118.94, 71.63, 37.58, 32.12, 29.38, 21.23 81, 150.58, 146.63, 143.20, 140.42, 134.49, 133.90, 130.74, 129.65, 129.33, 129.07, 128.76, 128.10, 128.03, 54.35 
Model Experiments for Click-Chemistry with Flavins
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Characterization of Flavin-Cyclodextrin Conjugates 8 and 9
The NMR spectra were measured on Bruker AVANCE-600 instrument ( 1 H at 600.13 MHz and 13 C at 150.9 MHz) with a cryo-probe in D2O at 40 °C. Homonuclear 2D-NMR spectra (H,H-COSY) and heteronuclear 2D-NMR spectra (H,C-HSQC and H,C-HMBC) were used for structural assignment of proton and carbon signals of compounds 8 and 9. 
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CH 3 S11 Table S1 . Carbon NMR data of compounds 8 and 9 (aglycone part) in D2O at 40 °C.
Compound C-2 C-4 C-4a C-6a C-6 C-7 C-8 C-9 C-9a C-10a N-CH3 C-11 C-12 -(CH2)n8a
153 Figure S47 . Fenyl methyl sulfoxide (column OD-H, mobile phase heptane/propan-2-ol 90:10, flow 1 mL/min). Figure S48 . Illustration of hydrogen bonds influencing the reactivity of hydroperoxide function in oxygen transfer step from flavin hydroperoxide to a sulfide within sulfoxidations catalysed by 1.
Details on Stereoselective Oxidations
Effect of Amide Bond on the Reactivity of Flavin-4a-Hydroperoxide
